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1
PHOTORESIST COMPRISING
NITROGEN-CONTAINING COMPOUND

The present application is a divisional application of U.S.
application Ser. No. 13/013,780, filed Jan. 25, 2011, which
claims the benefit of U.S. provisional patent application No.
61/336,792, filed Jan. 25, 2010, which applications are
incorporated therein by reference in their entirety.

This invention relates to new nitrogen-containing com-
pounds that comprise multiple hydroxyl moieties and pho-
toresist compositions that comprise such nitrogen-contain-
ing compounds. Preferred nitrogen-containing compounds
comprise 1) multiple hydroxyl substituents (i.e. 2 or more)
and 2) one or more photoacid-labile groups.

Photoresists are photosensitive films for transfer of
images to a substrate. They form negative or positive
images. After coating a photoresist on a substrate, the
coating is exposed through a patterned photomask to a
source of activating energy such as ultraviolet light to form
a latent image in the photoresist coating. The photomask has
areas opaque and transparent to activating radiation that
define an image desired to be transferred to the underlying
substrate.

Known photoresists can provide features having resolu-
tion and size sufficient for many existing commercial appli-
cations. However for many other applications, the need
exists for new photoresists that can provide highly resolved
images of submicron dimension.

Various attempts have been made to alter the make-up of
photoresist compositions to improve performance of func-
tional properties. Among other things, a variety of basic
compounds have been reported for use in photoresist com-
positions. See, e.g., U.S. Pat. Nos. 6,607,870 and 7,379,548.

In one aspect, we now provide novel nitrogen-containing
compounds for use in both positive-acting and negative-
acting photoresist compositions. Photoresists of the inven-
tion suitably may comprise one or more resins (resin com-
ponent) and one or more one or more photoacid generator
compounds (photoacid generator or PAG component) in
addition to one or more nitrogen-containing compounds
(nitrogen-containing component).

Preferred nitrogen-containing compounds of the inven-
tion for use in photoresists may comprise 1) two or more
hydroxyl substituents and 2) one or more photoacid-labile
groups. Typical photoacid-labile groups undergo bond-
breaking in the presence of exposure-generated acid in a
photoresist layer, during lithographic processing of the pho-
toresist (including e.g. during post-exposure baking of the
photoresist layer).

We have surprisingly found that use of nitrogen-contain-
ing compounds as disclosed herein in a photoresist compo-
sition, including chemically-amplified photoresist composi-
tions, can significantly enhance resolution of a relief image
(e.g. fine lines) of the resist. In particular, we have found that
including a second (or more than 2) hydroxyl groups on an
nitrogen-containing compound can impart significantly
enhanced lithographic results, including relative to a com-
parable photoresist that is otherwise identical to the photo-
resist containing a multi-hydroxy nitrogen-containing com-
pound of the invention, but where in the comparative
photoresist the nitrogen-containing compound has only a
single hydroxyl moiety. See, for instance, the comparative
data set forth in Examples 5 and 6, which follow.
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Without being bound by theory, nitrogen-containing com-
pounds as disclosed herein can function as quencher ele-
ments in a photoresist and restrict migration (diffusion) of
photogenerated acid (in the case of a positive-acting resist)
out of exposed regions and into unexposed regions which
migration could compromise resolution of the image pat-
terned into the resist layer.

Preferred nitrogen-containing compounds of the inven-
tion for use in photoresists may be polymeric or non-
polymeric, with non-polymeric materials preferred for many
applications. Preferred nitrogen-containing compounds have
relatively low molecular weight, e.g. la molecular weight of
less than 3000, or even less such as a molecular weight of
less than 2500, 2000, 1500, 1000, 800 or 500.

Particularly preferred nitrogen-containing compounds of
the invention for use in photoresists include nitrogen-con-
taining compounds represented by the following Formula

D:

@

wherein R' and R? are the same or different and at least
one of R* and R? is other than hydrogen, and together R* and
R? comprise at least two hydroxyl groups (i.e. R' may
comprise at least two hydroxyl groups; R* may comprise at
least two hydroxyl groups; or R! may comprise at least one
hydroxyl group and R* may comprise at least one hydroxyl
group), or R! and R may be taken together to form a ring
where the R'/R? ring (including substituents thereof) com-
prises at least 2 hydroxy groups; and

X comprises a photoacid-labile group, such as a pho-
toacid-labile ester or acetal group.

Preferred R! and R? groups include hydrogen and option-
ally substituted alkyl, carbocyclic aryl (e.g. phenyl, naph-
thyl), and the like where the moieties include hydroxyl
substitution (e.g. hydroxyalkyl having 1 to 20 carbon
atoms). If R' and R? are taken together to form a cyclic
structure with the -nitrogen, where the cyclic structure
comprises two or more hydroxyl groups.

In certain preferred embodiments, R or R? is hydrogen,
and the non-hydrogen group comprises at least two hydroxyl
groups, such as nitrogen-containing compounds of the fol-
lowing Formula (ITA).

I1A)

wherein in Formula (ITA) R* is a non-hydrogen substitu-
ent that contains at least 2 hydroxy groups such as C,_,salkyl
that has two or more hydroxyl group ad the like; and X is the
same as defined for Formula (I) above i.e. a photoacid-labile
group, such as a photoacid-labile ester or acetal group.

In additional preferred embodiments, preferred nitrogen-
containing compounds comprise a photoacid-labile ester
group, such as compounds of the following Formula (IIB).
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(IIB)
r!
\N/R2

o~

O

R17k
R

R 3

wherein in Formula (BB) R! and R? are the same as defined
as defined in Formula (I); and R, R, and R; each indepen-
dently represent an optionally substituted straight, branched
or cyclic group of 1 to 30 carbon atoms.

Additional preferred nitrogen-containing compounds
include those of the following Formula (IIC):

(1C)

H

/

(O
R4\ (CHa)p)

N CHy 5t 09—H
0 :< (CHa)p3
AN
O (O
R, \H
Ry Rg

wherein R, R, and R; each independently represent an
optionally substituted straight, branched or cyclic group of
1 to 30 carbon; R, represents hydrogen or a straight,
branched or cyclic group of 1 to 30 carbon; m1, m2 and m3
are each independently an integer of O to 30; n1, n2 and n3
are each independently an integer of 0 or 1; at least two
among nl, n2 and n3 are 1.

Still additional preferred nitrogen-containing compounds
include those of the following Formula (IID):

(IID)

(CHOH %~ CH,0H

R,

R Rs

wherein R,, R, and R; each independently represent a
straight, branched or cyclic group of 1 to 30 carbon; R,
represents hydrogen or an optionally substituted straight,
branched or, cyclic group of 1 to 30 carbon; n is an integer
of 1 to 30; and n is a positive integer e.g. from 1 to 20.

Exemplary specifically preferred nitrogen-containing
compounds for use in photoresists include the following
structures A, B, C, D, E and F. As should be understood, in
the below structures as well as elsewhere herein, the desig-
nation “t-BOC” refers to the moiety-(C—0)OC(CH,);.
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Preferably, nitrogen-containing compounds of the inven-
tion are used in positive-acting or negative-acting chemi-
cally amplified photoresists, i.e. negative-acting resist com-
positions which undergo a photoacid-promoted crosslinking
reaction to render exposed regions of a coating layer of the
resist less developer soluble than unexposed regions, and
positive-acting resist compositions which undergo a pho-
toacid-promoted deprotection reaction of acid labile groups
of one or more composition components to render exposed
regions of a coating layer of the resist more soluble in an
aqueous developer than unexposed regions. Ester groups
that contain a tertiary non-cyclic alkyl carbon or a tertiary
alicyclic carbon covalently linked to the carboxyl oxygen of
the ester are generally preferred photoacid-labile groups of
resins employed in photoresists of the invention. Acetal
groups also are suitable photoacid-labile groups.

Preferred imaging wavelengths of photoresists of the
invention include sub-300 nm wavelengths e.g. 248 nm, and
sub-200 nm wavelengths e.g. 193 nm and EUV.

Particularly preferred photoresists of the invention con-
tain an imaging-effective amount of one or more PAGs and
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a nitrogen-containing component as disclosed herein and a
resin that is selected from the group of:

1) a phenolic resin that contains acid-labile groups that
can provide a chemically amplified positive resist particu-
larly suitable for imaging at 248 nm. Particularly preferred
resins of this class include: i) polymers that contain polym-
erized units of a vinyl phenol and an alkyl acrylate, where
the polymerized alkyl acrylate units can undergo a deblock-
ing reaction in the presence of photoacid. Exemplary alkyl
acrylates that can undergo a photoacid-induced deblocking
reaction include e.g. t-butyl acrylate, t-butyl methacrylate,
methyladamantyl acrylate, methyl adamantyl methacrylate,
and other non-cyclic alkyl and alicyclic acrylates that can
undergo a photoacid-induced reaction, such as polymers in
U.S. Pat. Nos. 6,042,997 and 5,492,793, incorporated herein
by reference; ii) polymers that contain polymerized units of
a vinyl phenol, an optionally substituted vinyl phenyl (e.g.
styrene) that does not contain a hydroxy or carboxy ring
substituent, and an alkyl acrylate such as those deblocking
groups described with polymers 1) above, such as polymers
described in U.S. Pat. No. 6,042,997, incorporated herein by
reference; and iii) polymers that contain repeat units that
comprise an acetal or ketal moiety that will react with
photoacid, and optionally aromatic repeat units such as
phenyl or phenolic groups;

2) a resin that is substantially or completely free of phenyl
groups that can provide a chemically amplified positive
resist particularly suitable for imaging at sub-200 nm wave-
lengths such as 193 nm. Particularly preferred resins of this
class include: i) polymers that contain polymerized units of
a non-aromatic cyclic olefin (endocyclic double bond) such
as an optionally substituted norbornene, such as polymers
described in U.S. Pat. No. 5,843,624 incorporated herein by
reference; ii) polymers that contain alkyl acrylate units such
as e.g. t-butyl acrylate, t-butyl methacrylate, methyladaman-
tyl acrylate, methyl adamantyl methacrylate, and other non-
cyclic alkyl and alicyclic acrylates; such polymers have been
described in U.S. Pat. No. 6,057,083. Polymers of this type
may contain in preferred aspects certain aromatic groups
such as hydroxynaphthyl.

Resists of the invention also may comprise a mixture of
distinct PAGs, typically a mixture of 2 or 3 different PAGs,
more typically a mixture that consists of a total of 2 distinct
PAGs.

The invention also provide methods for forming relief
images of the photoresists of the invention, including meth-
ods for forming highly resolved patterned photoresist
images (e.g. a patterned line having essentially vertical
sidewalls) of sub-quarter micron dimensions or less, such as
sub-0.2 or sub-0.1 micron dimensions.

The invention further provides articles of manufacture
comprising substrates such as a microelectronic wafer or a
flat panel display substrate having coated thereon the pho-
toresists and relief images of the invention. Other aspects of
the invention are disclosed infra.

FIGS. 1A and 1B are SEMs that depict results of Example
5 which follows.

FIGS. 2A and 2B are SEMs that depict results of Example
6 which follows.

Photoresists of the invention may comprise one or more
hydroxyl nitrogen-containing compounds in a wide amount
range. The added hydroxy nitrogen-containing component is
suitably used in relatively small amounts, e.g. about 0.5 to
10 or 15 percent by weight relative to the PAG, more
typically 1 to about 5, 6, 7, 8, 9 or 10 weight percent.

Nitrogen-containing compounds as disclosed herein can
be readily synthesized. For instance, a nitrogen-containing
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polyol compounds can be reacted to provide a pendant
photoacid-labile ester or acetal group. See, for instance, the
syntheses of Examples 1 and 2, which follow. Many reagents
to form desired nitrogen-containing compounds are com-
mercially available.

As stated herein, various substituent groups of nitrogen-
containing compounds of the invention may be optionally
substituted. Substituted moieties are suitably substituted at
one or more available positions by, e.g., halogen such as F,
Cl Br and/or 1, nitro, cyano, sulfono, alkyl including C,_,
alkyl with C, ¢ alkyl being preferred, haloalkyl such as
fluoroalkyl (e.g. trifluoromethyl) and perhaloalkyl such as
perfluoroC, ,alkyl, alkoxy including C,_,, alkoxy having
one or more oxygen linkages with C, ; alkoxy being pre-
ferred, alkenyl including C, ,, alkenyl with C, g alkenyl
being preferred, alkenyl including C, ,, alkenyl with C, 4
alkynyl being preferred, aryl such as phenyl or naphthyl and
substituted aryl such as halo, alkoxy, alkenyl, alkynyl and/or
alkyl substituted aryl, preferably having the number of
carbon atoms mentioned above for corresponding groups.
Preferred substituted aryl groups include substituted phenyl,
anthracenyl and naphthyl.

As used herein, the term alkyl, alkenyl and alkynyl unless
otherwise modified refers to both cyclic and noncyclic
groups, although of course cyclic groups will comprise at
least three carbon ring members. Alkenyl and alkynyl
groups of compounds of the invention have one or more
unsaturated linkages, typically 1 to about 3 or 4 unsaturated
linkages. Also, the terms alkenyl and alkynyl as used herein
refer to both cyclic and noncyclic groups, although straight
or branched noncyclic groups are generally more preferred.
Alkoxy groups of PAG compounds of the invention have
one or more oxygen linkages, typically 1 to about 5 or 6
oxygen linkages. Alkylthio groups of PAGs of the invention
have one or more thioether linkages, typically 1 to about 5
or 6 thioether linkages. Alkylsulfinyl groups of PAG com-
pounds of the invention have one or more sulfinyl (SO)
linkages, typically 1 to about 5 or 6 sulfinyl linkages.
Alkylsulfonyl groups of PAG compounds of the invention
have one or more sulfonyl (SO,) linkages, typically 1 to
about 5 or 6 sulfonyl linkages. Preferred alkylamino groups
of PAG compounds of the invention include those groups
having one or more primary, secondary and/or tertiary amine
groups, preferably 1 to about 3 or 4 amine groups. Suitable
alkanoyl groups have one or more carbonyl groups, typically
1 to about 4 or 5 carbonyl groups. Alkoxy, alkylthio,
alkylsulfinyl, alkylsulfonyl, alkanoyl and other groups may
be suitably either linear or branched. Carbocyclic aryl as
used herein refers to non-hetero aromatic groups that have 1
to 3 separate or fused rings and 6 to about 18 carbon ring
members and may include e.g. phenyl, naphthyl, biphenyl,
acenaphthyl, phenanthracyl, and the like. Phenyl and naph-
thyl are often preferred. Suitable heteroaromatic or het-
eroaryl groups will have 1 to 3 rings, 3 to 8 ring members
in each ring and from 1 to about 3 hetero atoms (N, O or S).
Specifically suitable heteroaromatic or heteroaryl groups
include e.g. courmarinyl, quinolinyl, pyridyl, pyrazinyl,
pyrimdinyl, furyl, pyrrolyl, thienyl, thiazolyl, oxazolyl,

As discussed, photoresists of the invention typically com-
prise a resin binder and a photoactive component of the
invention as described above. Preferably the resin binder has
functional groups that impart alkaline aqueous developabil-
ity to the resist composition. For example, preferred are
resin binders that comprise polar functional groups such as
hydroxyl or carboxylate. Preferably the resin binder is used
in a resist composition in an amount sufficient to render the
resist developable with an aqueous alkaline solution.
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Preferably, a photoacid generator compound of the inven-
tion is employed in a chemically amplified positive-acting
resist. A number of such resist compositions have been
described, e.g., in U.S. Pat. Nos. 4,968,581; 4,883,740;
4,810,613 and 4,491,628 and Canadian Patent Application
2,001,384, all of which are incorporated herein by reference
for their teaching of making and using chemically amplified
positive-acting resists. In accordance with the present inven-
tion, those prior resist compositions are modified by substi-
tution of the photoactive component of the invention as the
radiation sensitive component.

PAGs of the invention also are preferably used with
polymers that contain one or more photoacid-labile groups
and that are substantially, essentially or completely free of
phenyl groups. Such photoresist compositions are particu-
larly useful for imaging with sub-200 nm radiation such as
193 nm radiation. As mentioned above, such resins of this
type may in preferred aspects comprise certain aromatic
groups such as hydroxy naphthyl.

For example, preferred polymers contain less than about
5 mole percent aromatic groups, more preferably less than
about 1 or 2 mole percent aromatic groups, more preferably
less than about 0.1, 0.02, 0.04 and 0.08 mole percent
aromatic groups and still more preferably less than about
0.01 mole percent aromatic groups. Particularly preferred
polymers are completely free of aromatic groups, Aromatic
groups can be highly absorbing of sub-200 nm radiation and
thus are undesirable for polymers used in photoresists
imaged with such short wavelength radiation.

Suitable polymers that are substantially or completely free
of'aromatic groups and may be formulated with a PAG of the
invention to provide a photoresist for sub-200 nm imaging
are disclosed in European application EP930542A1 of the
Shipley Company.

Suitable polymers that are substantially or completely free
of aromatic groups suitably contain acrylate units such as
photoacid-labile acrylate units as may be provided by
polymerization of methyladamanatylacrylate, methylada-
manylmethacrylate, ethylfencylacrylate, ethylfencylmeth-
acrylate, and the like; fused non-aromatic alicyclic groups
such as may be provided by polymerization of a norbornene
compound or other alicyclic compound having an endocy-
clic carbon-carbon double bond; an anhydride such as may
be provided by polymerization of maleic anhydride; and the
like.

Preferred negative-acting compositions of the invention
comprise a mixture of materials that will cure, crosslink or
harden upon exposure to acid, and a photoactive component
of the invention.

Particularly preferred negative acting compositions com-
prise a resin binder such as a phenolic resin, a crosslinker
component and a photoactive component of the invention.
Such compositions and the use thereof has been disclosed in
European Patent Applications 0164248 and 02329.72 and in
U.S. Pat. No. 5,128,232 to Thackeray et al. Preferred phe-
nolic resins for use as the resin binder component include
novolaks and poly(vinylphenol)s such as those discussed
above. Preferred crosslinkers include amine-based materi-
als, including melamine, glycolurils, benzoguanamine-
based materials and urea-based materials. Melamine-form-
aldehyde resins are generally most preferred. Such
crosslinkers are commercially available, e.g. the melamine
resins sold by American Cyanamid under the trade names
Cymel 300, 301 and 303. Glycoluril resins are sold by
American Cyanamid under trade names Cymel 1170, 1171,
1172, urea-based resins are sold under the trade names of
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Beetle 60, 65 and 80, and benzoguanamine resins are sold
under the trade names Cymel 1123 and 1125.

As discussed above, photoresists for use in the invention
also comprise a photoacid generator (i.e. “PAG”) that is
suitably employed in an amount sufficient to generate a
latent image in a coating layer of the resist upon exposure to
activating radiation. Preferred PAGs for imaging at 193 nm
and 248 nm imaging include imidosulfonates such as com-
pounds of the following formula:

0SOR

e}

wherein R is camphor, adamantane, alkyl (e.g. C,_,, alkyl)
and fluoroalkyl such as fluoro(C,_zalkyl) e.g. RCF,—
where R is optionally substituted adamantyl.

Also preferred is a triphenyl sulfonium PAG, complexed
with anions such as the sulfonate anions mentioned above,
particularly a perfluoroalkyl sulfonate such as perfluorobu-
tane sulfonate.

Other known PAGS also may be employed in the resists
of the invention. Particularly for 193 nm imaging, generally
preferred are PAGS that do not contain aromatic groups,
such as the above-mentioned imidosulfonates, in order to
provide enhanced transparency.

Other suitable photoacid generators for use in present
photoresists include for example: onium salts, for example,
triphenylsulfonium trifluoromethanesulfonate, (p-tert-bu-
toxyphenyl)diphenylsulfonium trifluoromethanesulfonate,
tris(p-tert-butoxyphenyl)sulfonium trifluvoromethanesul-
fonate, triphenylsulfonium p-toluenesulfonate, nitrobenzyl
derivatives, for example, 2-nitrobenzyl p-toluenesulfonate,
2,6-dinitrobenzyl p-toluenesulfonate, and 2,4-dinitrobenzyl
p-toluenesulfonate; sulfonic acid esters, for example, 1,2,3-
tris(methanesulfonyloxy)benzene, 1,2,3-tris(trifluorometh-
anesulfonyloxy)benzene, and 1,2,3-tris(p-toluenesulfony-
loxy)benzene; diazomethane derivatives, for example, bis
(benzenesulfonyl)diazomethane, bis(p-toluenesulfonyl)
diazomethane; glyoxime derivatives, for example, bis-O-(p-
toluenensulfonyl)-a-dimethylglyoxime, and  bis-O-(n-
butanesulfonyl)-c.-dimethylglyoxime; sulfonic acid ester
derivatives of an N-hydroxyimide compound, for example,
N-hydroxysuccinimide methanesulfonic acid ester, N-hy-
droxysuccinimide trifluoromethanesulfonic acid ester; and
halogen-containing triazine compounds, for example, 2-(4-
methoxyphenyl)-4,6-bis(trichloromethyl)-1,3,5-triazine,
and 2-(4-methoxynaphthyl)-4,6-bis(trichloromethyl)-1,3,5-
triazine. One or more of such PAGs can be used.

Photoresists of the invention also may contain other
materials. For example, other optional additives include
actinic and contrast dyes, anti-striation agents, plasticizers,
speed enhancers, sensitizers, etc. Such optional additives
typically will be present in minor concentration in a photo-
resist composition except for fillers and dyes which may be
present in relatively large concentrations such as, e.g., in
amounts of from 5 to 30 percent by weight of the total
weight of a resist’s dry components.

The resin binder component of resists of the invention are
typically used in an amount sufficient to render an exposed
coating layer of the resist developable such as with an
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aqueous alkaline solution. More particularly, a resin binder
will suitably comprise 50 to about 90 weight percent of total
solids of the resist. The photoactive component should be
present in an amount sufficient to enable generation of a
latent image in a coating layer of the resist. More specifi-
cally, the photoactive component will suitably be present in
an amount of from about 1 to 40 weight percent of total
solids of a resist. Typically, lesser amounts of the photoac-
tive component will be suitable for chemically amplified
resists.

The photoresists of the invention are generally prepared
following known procedures with the exception that a PAG
of the invention is substituted for prior photoactive com-
pounds used in the formulation of such photoresists. For
example, a resist of the invention can be prepared as a
coating composition by dissolving the components of the
photoresist in a suitable solvent such as, e.g., a glycol ether
such as 2-methoxyethyl ether (diglyme), ethylene glycol
monomethyl ether, propylene glycol monomethyl ether;
lactates such as ethyl lactate or methyl lactate, with ethyl
lactate being preferred; propionates, particularly methyl
propionate and ethyl propionate; a Cellosolve ester such as
methyl Cellosolve acetate; an aromatic hydrocarbon such
toluene or xylene; or a ketone such as methylethyl ketone,
cyclohexanone and 2-heptanone. Typically the solids con-
tent of the photoresist varies between 5 and 35 percent by
weight of the total weight of the photoresist composition.

The photoresists of the invention can be used in accor-
dance with known procedures. Though the photoresists of
the invention may be applied as a dry film, they are
preferably applied on a substrate as a liquid coating com-
position, dried by heating to remove solvent preferably until
the coating layer is tack free, exposed through a photomask
to activating radiation, optionally post-exposure baked to
create or enhance solubility differences between exposed
and nonexposed regions of the resist coating layer, and then
developed preferably with an aqueous alkaline developer to
form a relief image. The substrate on which a resist of the
invention is applied and processed suitably can be any
substrate used in processes involving photoresists such as a
microelectronic wafer. For example, the substrate can be a
silicon, silicon dioxide or aluminum-aluminum oxide micro-
electronic wafer. Gallium arsenide, ceramic, quartz or cop-
per substrates may also be employed. Substrates used for
liquid crystal display and other flat panel display applica-
tions are also suitably employed, e.g. glass substrates,
indium tin oxide coated substrates and the like. A liquid
coating resist composition may be applied by any standard
means such as spinning, dipping or roller coating. The
exposure energy should be sufficient to effectively activate
the photoactive component of the radiation sensitive system
to produce a patterned image in the resist coating layer.
Suitable exposure energies typically range from about 1 to
300 mJ/ecm?. As discussed above, preferred exposure wave-
lengths include sub-200 nm such as 193 nm. Suitable
post-exposure bake temperatures are from about 50° C. or
greater, more specifically from about 50 to 140° C. For an
acid-hardening negative-acting resist, a post-development
bake may be employed if desired at temperatures of from
about 100 to 150° C. for several minutes or longer to further
cure the relief image formed upon development. After
development and any post-development cure, the substrate
surface bared by development may then be selectively
processed, for example chemically etching or plating sub-
strate areas bared of photoresist in accordance with proce-
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dures known in the art. Suitable etchants include a hydro-
fluoric acid etching solution and a plasma gas etch such as
an oxygen plasma etch.

The following non-limiting example is illustrative of the
invention.

EXAMPLE 1

Synthesis of Nitrogen-Containing Compound
(Compound 4 in Scheme A)

The synthesis of the title compound (Compound 4 in
Scheme A) is described in the following Scheme A. The
detailed synthetic procedures for each step are outlined
below.

Scheme A Reaction 1
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Part 1: Synthesis of Compound (2):
2-Amino-2-methyl-proane-1,3-diol (5 parts) and dodecanal
(8.5 parts) were dissolved in 90/10 methylene chloride (20
parts), and (15 parts), separately. Dodecanal solution was
added into 2-amino-2-methyl-proane-1,3-diol solution with
stirring at room temperature. The mixture was stirred at
room temperature overnight and used in next step without
purification.

Part 2: Synthesis of Compound (3):

The above mixture was cooled in an ice bath. Sodium
borohydrid (3.8 parts) was dissolved in 20 parts of 50/50
methylene chloride/methanol and added to the above mix-
ture slowly. The resulting mixture was stirred at room
temperature for 3 hr. Compound 3 was isolated by normal
aqueous workup followed by removal of solvent.

Part 3: Synthesis of Compound (4):

9.3 Parts of compound (3) and 9.7 parts of di-tert-butyl
carbonate were dissolved in 40 parts of ethyl acetate, which
was treated with 6.8 Parts of triethanol nitrogen-containing.
The mixture was stirred for four hours at room temperature.
Compound 4 was isolated via silica gel chromatography
using ethyl acetate as mobile phase.

EXAMPLE 2

Synthesis of Nitrogen-Containing Compound
(Compound 6 in Scheme B)

The synthesis of the title compound (Compound 6 in
Scheme B) is described in the following Scheme B. The
detailed synthetic procedures for each step are outlined
below.
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Scheme B Reaction 2
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Synthesis of Compound (6)

Dissolve 5 parts of 2-amino-2-hydroxymethy-propane-1,
3-diol in 70 parts of 1:1 methanol/tert-butanol mixed sol-
vent. Dissolve 6.4 parts of Di-tert-butyl carbonate in 50 parts
of melting tert-butanol. Add Di-tert-butyl carbonate/tert-
butanol solution into 2-amino-2-hydroxymethy-propane-1,
3-diol/1:1 methanol/tert-butanol solution slowly at room
temperature and keep stirring overnight. Remove solvents.
Re-crystallize by ethyl acetate.

EXAMPLE 3

Photoresist Preparation and Lithographic Processing

A photoresist of the invention is prepared by mixing the
following components with amounts expressed as weight
percent based on total weight of the resist compositions:

Resist components Amount (wt. %)

Resin binder 15
Photoacid generator 4
Nitrogen-containing compound 0.5
Solvent 81

The resin binder is a terpolymer (2-methyl-2-adamantyl
methacrylate/beta-hydroxy-gamma-butyrolactone ~ meth-
acrylate/cyano-norbornyl methacrylate). The photoacid gen-
erator is the compound t-butyl phenyl tetramethylene sul-
fonium perfluorobutanesulfonate. The nitrogen-containing
compound is the Compound 4 of Scheme A shown above in
Example 1 and as prepared in Example 1 above. The solvent
component is propylene glycol methyl ether acetate admixed
with cyclohexanone and ethyl lactate. The resin, PAG and
nitrogen-containing compound components are admixed in
the solvent component.

The formulated resist composition is spin coated onto
HMDS vapor primed 4 inch silicon wafers and softbaked via
a vacuum hotplate at 90° C. for 60 seconds. The resist
coating layer is exposed through a photomask at 193 nm,
and then the exposed coating layers are post-exposure baked
at 110° C. The coated wafers are then treated with 0.26N
aqueous tetramethylammonium hydroxide solution to
develop the imaged resist layer.
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EXAMPLE 4

Photoresist Preparation and Lithographic Processing
A photoresist of the invention is prepared by mixing the

following components with amounts expressed as weight
percent based on total weight of the resist compositions:

Resist components Amount (wt. %)
Resin binder 15
Photoacid generator 4
Nitrogen-containing compound 0.5
Solvent 81

The resin binder is a terpolymer (2-methyl-2-adamantyl
methacrylate/beta-hydroxy-gamma-butyrolactone ~ meth-
acrylate/cyano-norbornyl methacrylate). The photoacid gen-
erator is the compound t-butyl phenyl tetramethylene sul-
fonium perfluorobutanesulfonate. The nitrogen-containing
compound is the compound Compound 6 of Scheme B
shown above in Example 2 and as prepared in Example 2
above. The solvent component is propylene glycol methyl
ether acetate admixed with cyclohexanone and ethyl lactate.
The resin, PAG and nitrogen-containing compound compo-
nents are admixed in the solvent component.

The formulated resist composition is spin coated onto
HMDS vapor primed 4 inch silicon wafers and softbaked via
a vacuum hotplate at 90° C. for 60 seconds. The resist
coating layer is exposed through a photomask at 193 nm,
and then the exposed coating layers are post-exposure baked
at 110° C. The coated wafers are then treated with 0.26N
aqueous tetramethylammonium hydroxide solution to
develop the imaged resist layer.

EXAMPLE 5
Lithographic Results (Included Comparative Date)

A photoresist (Photoresist 1) corresponding to the formu-
lation of Example 3 was spincoated onto an organic bottom
antireflective layer that had been coated over a 300 mm
silicon wafer. The Photoresist 1 layer was softbaked to
provide a dried layer thickness. An organic top coat was then
applied over the photoresist. The Photoresist 1 layer was
then patternwise immersion exposed at 193 nm ASML
1900i; 1.3 NA CQUAD 40° 0.98/0/780 XY Polarization).
Following exposure, the imaged Photoresist 1 layer was
developed with 0.26N tetramethylammonium hydroxide
aqueous developer. Scanning electron micrographs (SEM’s)
of the resulting developed Photoresist 1 is set forth at FIG.
1A of the drawings.

A comparative photoresist (Comparative Photoresist 1)
corresponding to the formulation of Example 1, except that
the nitrogen-containing compound contained a single
hydroxyl group, was spincoated onto an organic bottom
antireflective layer that had been coated over a 300 mm
silicon wafer. The Comparative Photoresist 1 layer was
softbaked to provide a dried layer thickness. An organic top
coat was then applied over the photoresist. The Comparative
Photoresist 1 layer was then patternwise immersion exposed
at 193 nm ASML 1900i; 1.3 NA CQUAD 40° 0.98/0/78c
XY Polarization). Following exposure, the imaged Com-
parative Photoresist 1 layer was developed with 0.26N
tetramethylammonium hydroxide aqueous developer. Scan-
ning electron micrographs (SEM’s) of the resulting devel-



US 9,475,763 B2

13

oped Comparative Photoresist 1 is set forth at FIG. 1B of the
drawings. As can be seen from FIGS. 1A and 1B, Photoresist
1 provided a relief image with notably improved resolution
(straighter and more even printed lines) relative to Com-
parative Photoresist 1.

EXAMPLE 6
Lithographic Results (Included Comparative Date)

A photoresist (Photoresist 2) corresponding to the formu-
lation of Example 4 was spincoated onto an organic bottom
antireflective layer that had been coated over a 300 mm
silicon wafer. The Photoresist 2 layer was softbaked to
provide a dried layer thickness. An organic top coat was then
applied over the photoresist. The Photoresist 2 layer was
then patternwise immersion exposed at 193 nm ASML
1900i; 1.3 NA CQUAD 40° 0.98/0/780 XY Polarization).
Following exposure, the imaged Photoresist 2 layer was
developed with 0.26N tetramethylammonium hydroxide
aqueous developer. Scanning electron micrographs (SEM’s)
of the resulting developed Photoresist 2 is set forth at FIG.
2A of the drawings.

A comparative photoresist (Comparative Photoresist 2)
corresponding to the formulation of Example 1, except that
the nitrogen-containing compound contained a single
hydroxyl group, was spincoated onto an organic bottom
antireflective layer that had been coated over a 300 mm
silicon wafer. The Comparative Photoresist 2 layer was
softbaked to provide a dried layer thickness. An organic top
coat was then applied over the photoresist. The Comparative
Photoresist 2 layer was then patternwise immersion exposed
at 193 nm ASML 1900i; 1.3 NA CQUAD 40° 0.98/0/78c
XY Polarization). Following exposure, the imaged Com-
parative Photoresist 1 layer was developed with 0.26N
tetramethylammonium hydroxide aqueous developer. Scan-
ning electron micrographs (SEM’s) of the resulting devel-
oped Comparative Photoresist 1 is set forth at FIG. 2B of the
drawings. As can be seen from FIGS. 2A and 2B, Photoresist
2 provided a relief image with notably improved resolution
(straighter and more even printed lines) relative to Com-
parative Photoresist 2.

What is claimed is:

1. A photoresist composition comprising:

(a) one or more resins;

(b) one or more photoacid generator compounds; and

(c) one or more nitrogen-containing compounds that each

comprise 1) two or more hydroxyl substituents and 2)
one or more photoacid-labile ester groups and/or pho-
toacid-labile acetal groups, with the exclusion of N-(t-
butoxy carbonyl)diethanolamine.

2. The photoresist composition of claim 1 wherein the one
or more of the nitrogen-containing compounds comprise a
polymer.

3. The photoresist composition of claim 1 wherein the one
or more of the nitrogen-containing compounds is non-
polymeric.

4. The photoresist composition of claim 1 wherein the one
or more nitrogen-containing compounds have a molecular
weight of less than 2000.

5. The photoresist composition of claim 1 wherein one or
more of the nitrogen-containing compounds is represented
by one of the following Formula (I):
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wherein R' and R? are the same or different and at least
one of R' and R? is other than hydrogen, and together
R! and R? comprise at least two hydroxyl groups, or R!
and R? may be taken together to form a ring where the
ring (including substituents thereof) comprises at least
2 hydroxy groups; and

X comprises a photoacid-labile group.

6. The photoresist composition of claim 1 wherein one or
more of the nitrogen-containing compounds comprise one or
more of the following structures:

A
OH
CaHhs
N
N
OH
(@]
0 OH
B
CioHs Of
AN
N
OH
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OH
HN
OH
(@]
0 OH
D
HO. OH
HO OH
OH t-Boc OH t-Boc OH
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OH HO OH
tBoc
/
N
HO OH \
F
OH HO OH
tBoc
N
HO OH CeH,7.

7. A method for forming a photoresist relief image com-
prising:
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a) applying a coating layer of a photoresist composition of
claim 1 on a substrate;

(b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

8. The photoresist composition of claim 1 wherein one or
more of the nitrogen-containing compounds correspond to
the following Formula (IIB):

(IIB)
Rl

\N/R2

o~

O

Rl%
R

R 3

wherein in Formula (IIB) R! and R* are the same or
different and at least one of R' and R? is other than
hydrogen, and together R' and R? comprise at least two
hydroxyl groups, or R' and R* may be taken together to
form a ring where the ring (including substituents
thereof) comprises at least 2 hydroxy groups; and R,
R, and R; each independently represent an optionally
substituted straight, branched or cyclic group of 1 to 30
carbon atoms.

9. A photoresist composition comprising:
(a) one or more resins;
(b) one or more photoacid generator compounds; and

(c) one or more nitrogen-containing compounds repre-
sented by one of the following Formula (I):

@

R! R?

wherein R! and R? are the same or different and at least
one of R and R? is other than hydrogen, and

wherein R! comprises at least two hydroxyl groups, or R?
comprises at least two hydroxyl groups, or R! and R?
are taken together to form a ring where the ring
(including substituents thereof) comprises at least 2
hydroxy groups; and

X comprises a photoacid-labile group.

10. The photoresist composition of claim 9 wherein R*
comprises at least two hydroxyl groups.

11. The photoresist composition of claim 9 wherein R?
comprises at least two hydroxyl groups.

12. The photoresist composition of claim 9 wherein R* is
hydrogen and R? is a non-hydrogen group that comprises at
least two hydroxyl groups.

13. The photoresist composition of claim 9 wherein R*
and R? are taken together to form a cyclic structure.

14. The photoresist composition of claim 9 wherein one or
more of the nitrogen-containing compounds correspond to
the following Formula (IIC):
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fite)
H
/
(O)1
/
R4\ (CHa)pm1
N CH, -)E(- (@] ﬁT H
0 (CHp) s
N\
O ©)3
Ry \H
Ry R3

wherein R,, R, and R; each independently represent an
optionally substituted straight, branched or cyclic
group of 1 to 30 carbon; R, represents hydrogen or a
straight, branched or cyclic group of 1 to 30 carbon;
ml, m2 and m3 are each independently an integer of 0
to 30; nl, n2 and n3 are each independently an integer
of 0 or 1; at least two among nl, n2 and n3 are 1.
15. The photoresist composition of claim 9 wherein one or
more of the nitrogen-containing compounds correspond to
the following Formula (IID):

(IID)

(CHOH 37—~ CH,0H

Ry

Ry Rg

wherein R, R, and R; each independently represent a
straight, branched or cyclic group of 1 to 30 carbon; R,
represents hydrogen or an optionally substituted
straight, branched or cyclic group of 1 to 30 carbon; n
is an integer of 1 to 30; and n is a positive integer e.g.
from 1 to 20.

16. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of
claim 9 on a substrate;

b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

17. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of
claim 10 on a substrate;

b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

18. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of
claim 11 on a substrate;

b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

19. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of
claim 12 on a substrate;
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b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

20. A method for forming a photoresist relief image
comprising: 5
a) applying a coating layer of a photoresist composition of

claim 13 on a substrate;

b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image. 10

21. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of
claim 14 on a substrate;

b) exposing the photoresist coating layer to patterned 15
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.

22. A method for forming a photoresist relief image

comprising:

a) applying a coating layer of a photoresist composition of 20
claim 15 on a substrate;

b) exposing the photoresist coating layer to patterned
activating radiation and developing the exposed pho-
toresist layer to provide a relief image.
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